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Methods and instrumentation:
All electrochemical experiments were performed on a PAR 263A EG&G potentiostat or on an IJ-Cambria HI-660 potentiostat, using a three-electrode cell. Glassy carbon (S = 0.07 cm 2 ) as working electrode, platinum mesh as counter electrode, and MSE or SSCE as reference electrode unless otherwise indicated. E1/2 values reported in this work were estimated from Cyclic Voltammetry (CV) experiments as the average of the oxidative and reductive peak potentials. Differential Pulse Voltammetries (DPV) were performed with pulse amplitudes of 0.05 V, pulse widths of 0.05 s, sampling width of 0.0167 s, and a pulse period of 0.2 s. Matrix-assisted laser desorption ionization (MALDI) mass spectrometry (MS) experiments were performed on a Bruker Daltonics Autoflex equipped with a nitrogen laser (337 nm). UV−Vis spectroscopy was performed on a Cary 50 Bio (Varian) UV−Vis spectrophotometer with 1 cm quartz cells. A 400 MHz Bruker Avance II spectrometer and a Bruker Avance 500 MHz were used to carry out NMR spectroscopy at room temperature unless specified otherwise. FT-IR measurements carried out on a Bruker Optics FTIR Alpha spectrometer equipped with a DTGS detector, KBr beamsplitter at 4 cm -1 resolution. Elemental analysis was performed by the Elemental Analysis Unit at the University of Santiago de Compostela (Spain) on an EA-1108, CHNS-O elemental analyser from Fisons Instruments. Manometric measurements were carried out with a Testo 521 differential pressure manometer, with an operating range of 1-100 hPa and an accuracy of within 0.5% of the measurement, coupled to thermostatted reaction vessels for dynamic monitoring of the headspace pressure above each reaction. A 0.1 M triflic acid solution with 25% trifluoroethanol (pH 1.2, 3.85 mL) was added to the sample vessel containing catalyst (2.0 mmol) under stirring and the equivalent volume added to the reference vessel. Once the catalyst was dissolved, the pressures were equalised and a blank solution of triflic acid (150 µL) was injected into the reference cell and an aqueous triflic acid solution of Ce(NH4)2(NO3)6 (1.33M, 150 µL) was then injected into the sample cell with continued stirring and the pressure difference was recorded vs time. Computer modelled structures were optimised using the standard MM2 settings in the software package Cache WS 6.1.12 for Windows. 
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Calculations for estimating molecular dimensions from diffusion NMR data
The Stokes-Einstein equation relates the diffusion coefficient, D, to the hydrodynamic radius, rs, when a spherical geometry is assumed for the molecule.
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The values of D for molecules of 1 and 4 are 4.47 × 10 -10 m 2 s -1 and 1.05 × 10 -9 m 2 s -1
, respectively, and as rs is reciprocal to D, the ratio of sizes for molecules can therefore be estimated so that 
